7.30 (d, J = 15.9 Hz, 1H), 7.24 (t, J = 6.8 Hz, 1H), 4.40 (q, J = 7.1 Hz, 2H), 2.48 (s, 3H), 1.42 (t, J = 7.1 Hz, 3H).
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General
All chemicals and solvents were used without further purification as commercially available.
Thin-layer chromatography (TLC) was performed on silica gel plates (60F-254) using UV-light (254 and 365 nm). Flash chromatography was conducted on silica gel (200-300 mesh). NMR spectra were recorded in CDCl3 on a Bruker ACF400 spectrometer. Chemical shifts were reported in parts per million (ppm). All the products 1 [19] were known compounds.
General procedure A
To the solution of aldehyde (2 mmol) and pyruvate (2.4 mmol) in toluene (10 mL) was added 
General procedure B
To the solution of aldehyde (2 mmol) and pyruvate (2.4 mmol) in toluene (10 mL) was added Ti(OEt) 4 (2.4 mmol). After stirred for 72 h at 40 o C, the mixture was diluted by 40 mL Ea and quenched by 1 mL water. After stirred for 0.5 h at room temperature, the mixture was dried by Na 2 SO 4 , filtrated and concentrated in vacuum. The residue was filtrated through a short pad of silica gel with petroleum ether: Ethyl acetate 10:1 as elute to get a crud product, which was detected by 1 HNMR to calculate the E/Z ratio. Further purification was carried out by column chromatography on silica gel with petroleum ether: Ethyl acetate 20:1 as elute to afford the products 1.
S3
Characterization data for compounds 1 Ethyl (E)-3-(1-benzyl-2-oxoindolin-3-ylidene)-2-oxopropanoate 1x 1 
